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(54) ABRASIVE AND METHOD FOR POLISHING SEMICONDUCTOR SUBSTRATE

(57) A semiconductor wafer or a film formed thereon

is polished by using a polishing agent comprising abra-

sive containing silica particles as the main component,

water as a solvent, and a water-soluble cellulose, an

alkali metal impurity content of the polishing agent

being 5C ppm or less where the polishing agent con-

tains C% by weight of the water-soluble cellulose, so as

to flatten the semiconductor wafer without doing dam-

age to the wafer or the film formed thereon and without

bringing about a dishing problem in the polished sur-

face.
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Description

Technical Field

[0001 ] The present invention relates to a polishing agent, particularly, to a polishing agent used for polishi"9 a surftee

of a semiconductor wafer such as a silicon wafer or used in a CMP (Chemical Mechanical Pol,sh,ng) method for polish-

ing a film formed on a surface of a semiconductor substrate and to a polishing method using the same.

Background Art

[0002] It is known to the art to subject a silicon wafer sliced from a silicon ingot to a primary polishing step, a second-

ary polishing step. etc. while increasing the accuracy of the abrasive, finally reaching a final polishing step.

[00031 in the final polishing, it is required to remove substantially completely the irregularity and warping from the

wafer surface. Also, in the manufacture of an ULSI in recent years, removal of metal contamination from the wafer (wafer

purity) is of high importance with progress in miniaturization of the device. Under the circumstances it is of high impor-

tance to develop a high purity polishing agent which permits polishing of a high precision and wh.ch does not impair the

r00041

Of

US
W
patent No. 3,71 5,842 discloses a polishing agent consisting of an inorganic oxide such as silicon dioxide,

a water-soluble cellulose derivative, and an alkali. It is taught that the presence of the water-soluble cellulose .s effective

for suppressing the polishing damage done to the wafer during the polishing treatment.

[0005] The polishing apparatus using the particular polishing agent comprises a pol.sh.ng cloth stretched on the pol-

ishing surface a polishing disc rotated by. for example, a motor, and a suction disc capable of rotatably supporting a

substrate and pressing the rotating substrate against the polishing disc.

[0006] In the ordinary method of performing a polishing treatment by using the pol.sh.ng apparatus the surface of the

otating substrate which is to be polished is pressed against the polishing cloth on the rotatong pol.sh.ng d,^ and a

slurry-Ske polishing agent is applied to the polishing cloth so as to supply the pol,sh.ng agent between thepolishing

cloth and the substrate. The polishing technology utilizing the particular polishing apparatus .s employed in the manu-

facture of a semiconductor device, a liquid crystal display device, etc.
^ Ma*inn

[0007] In general, a semiconductor device such as an IC or LSI is manufactured via vanous steps 'neludng a deign-

ing step for designing an integrated circuit of a semiconductor substrate, a mask preparat.cn step for dep.ct.ng e ectron

beams used for formation of the integrated circuit, a wafer preparation step for preparing a wafer of a P^te^n
J

thickness from a single crystalline ingot, a wafer processing step for forming a semiconductor elemerrt such
i

as an.inte-

grated circuit on the wafer, an assembling step for separating the wafer into ind.v,dual sem.conductor substrates and for

packaging the separated semiconductor substrates to prepare a semiconductor device, and a" '"sperting ste£

[0008] In the wafer processing step, an optional material such as a polycrystalhne s.l.con film, a s^con ox.de film

sSa or a silicon nJe film (S&U is buried in a groove portion such as a trench or a contact ho jta fat-

tening the surface of the buried material. An etch back RIE (Reactive Ion Etch.ng) is known as the flattening method

[0009] However, various problems remain unsolved in the etch back RIE method. For example, the etch back RIE

method requires a large number of process steps such as a coating step of an etch back resist. Also, the wafer surface

tends to bear a RIE damage, it is difficult to achieve a satisfactory flattening, the manufacturing apparatus is rendered

complex because vacuum-based devices are used, and a dangerous etching gas is used^ _ , n
[001 0] Such being the situation, the CMP method is being studied in place of the etch back RIE method as a flatten.ng

S0T1T T:97^ZT^ for the polishing agent used in the CMP method, which is for flattening a surface

of a semiconductor device in manufacturing the semiconductor device. Particularly, where the pol.shmg treatment is

applied to a silicon wafer itself or a polycrystalline silicon film formed on the wafer, it is proposed to use a pol.sh.ng agent

containing a water-soluble polymer in order to suppress generation of water marks.
in

[001 2] Since a clean silicon surface exhibits a water repellency. a silicon or polycrystalline s.l.con film repels wate in

he polishing step and the cleaning step so as to form a mass of dust called a water mark. The water mark lowers the

cleanliness of the wafer and the yield of the device in some cases. To overcome the problem, a water-soluble polyme

is added to the polishing agent so as to form a hydrophilic film on the wafer and. thus, to prevent generat.on of the water

Soi3] In general, the polishing agent used for polishing a surface of a substrate, e.g.. a silicon wafer, and a film

formed on the substrate surface comprises abrasive such as silica particles, water as a solvent, a water-soluble cellu-

lose for forming a hydrophilic film and. as required, a pH controller such as ammonia. ...... . . r
.

tioe

[0014] The water-soluble cellulose generally available on the market contains a large amount of alkali metal .mpunt.es

such as Na. with the result that the wafer is contaminated with Na so as to bring about short-c.rcu.ting of the w.r,ng

formed on the wafer. To overcome this difficulty, it was customary in the past to suppress the Na content of the pol.sh.ng
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' agent to about 5 to 10 ppm.

[001 5] For polishing a substrate or the like, the polishing agent is diluted with a dispersant such as a pure water or an

ionic solution. In polishing, for example, a semiconductor wafer, the polishing agent is diluted with the dispersant such

that the diluted polishing agent is 1/2 to 1/10 as thick as the original polishing agent. In polishing a film formed on the

5 semiconductor substrate, the polishing agent is generally diluted such that the diluted polishing agent is about 1/20 as

thick as the original polishing agent.

[001 6] The dispersant used for the dilution is applied through a dispersant nozzle mounted separately from a polishing

agent nozzle for applying the polishing agent to the polishing cloth. It follows that the polishing agent is diluted with the

dispersant on the polishing cloth.

w [001 7] It is also possible to use two nozzles for applying two kinds of the polishing agents differing from each other in

composition to the polishing cloth so as to achieve a desired polishing.

[0018] However, some problems are inherent in the conventional polishing agent. In the polishing of. for example, a

silicon wafer or a device, the wafer is contaminated with the polishing agent. Where the washing after the polishing is

insufficient, the yield of the device tends to be lowered.

15 [001 9] Also, even if the addition amount of an alkaline agent is held constant by adding a water-soluble cellulose hav-

ing the Na content lowered to some extent, the properties of the polishing agent such as a pH value are not made con-

stant, with the result that, where the polishing treatment is carried out repeatedly, the polishing stability, etc. are

rendered unsatisfactory.

[0020] It should also be noted that an alkaline agent having a high vapor pressure such as ammonia is used in the

20 conventional polishing agent. Naturally, the alkaline agent tends to be evaporated easily, leading to problems in the stor-

ing properties of the polishing agent and in the stability of the polishing agent during the storage. Therefore, efforts have

been made to develop a high purity developing agent excellent in stability.

[0021] Further, used in the conventional polishing apparatus are, for example, silica particles as the abrasive, with the

result that an over-polishing tends to take place. Therefore, where a polishing treatment is applied to a CVD oxide film

25 buried in a groove of a semiconductor substrate, an undesired dish-like recess tends to be formed on the surface of the

CVD oxide film within the groove. In addition to the dishing problem, a corner portion of the groove of the semiconductor

substrate itself tends to be etched. In this case, polycrystalline silicon of n+-type or p
+
-type or a residual metal tends to

remain in a recess in the subsequent process steps, giving rise to problems such as an abnormal resistance of the poly-

crystalline silicon and short-circuiting of the wiring. Therefore, it is necessary to diminish the amount of the abrasive as

30 much as possible.

Disclosure of Invention

[0022] A first object of the present invention, which has been achieved in view of the above-noted problems inherent

in the prior art, is to provide a polishing agent which is excellent in stability and preservation capability for each lot and

which does not do damage to the substrate or film to be polished.

[0023] A second object of the present invention is to provide a method of polishing a semiconductor wafer, which does*

not do damage to the substrate or film to be polished, which does not bring about non-uniformity among lots, and which

permits satisfactory final polishing.

[0024] Further, a third object of the present invention is to provide a method of polishing a semiconductor wafer, which

permits flattening a film to be polished on a semiconductor substrate by a CMP method without bringing about a dishing

problem and a non-uniformity among lots.

[0025] The polishing agent of the present invention comprises abrasive containing silica particles as the main com-

ponent, water as a solvent, and a water-soluble cellulose, and is featured in that, where the polishing agent contains

C% by weight of the water-soluble cellulose, an alkali metal impurity content of the polishing agent is 5C ppm or less.

[0026] The method of the present invention for polishing a semiconductor wafer comprises a final polishing step which

is carried out by applying a polishing agent to a polishing surface of a semiconductor wafer sliced from an ingot and

subjected to a polishing treatment several times, said polishing agent comprising abrasive containing silica particles as

the main component, water as a solvent, and a water-soluble cellulose, an alkali metal impurity content of the polishing

agent being 5C ppm or less where the polishing agent contains C% by weight of the water-soluble cellulose.

[0027] The other method of the present invention for polishing a semiconductor wafer comprises a chemical mechan-

ical polishing step which is carried out by supplying a polishing agent onto a film formed on the semiconductor wafer,

said polishing agent comprising abrasive containing silica particles as the main component, water as a solvent, and a

water-soluble cellulose, an alkali metal impurity content of the polishing agent being 5C ppm or less where the polishing

agent contains C% by weight of the water-soluble cellulose.

[0028] In the polishing agent of the present invention, the alkali metal content of the water-soluble cellulose is con-

trolled at a low value, with the result that the purity of the wafer after the polishing treatment is not lowered.

[0029] It should also be noted that abrasive are used in the polishing agent of the present invention in combination

3

3.MS0OCID' <EP. 0933 1 56A 1 J



EP 0 933 166 A1

with the water-soluble cellulose having the alkali metal content controlled at a low value. As a result, the polishing agent

is free from non-uniformity among lots, exhibits excellent stability in properties, particularly, in pH value, and permits

achieving a stable polishing free from non-uniformity.

[0030] The polishing agent of the present invention, which is adapted for use in a final polishing of a wafer such as a

silicon semiconductor wafer, permits polishing the wafer without giving rise to water mark formation. Also, in the case

of polishing a film formed on a wafer, the film can be polished without bringing about a dish-like recess on the polished

film surface.

Brief Description of Drawings

[0031]

FIG. 1 schematically shows a polishing apparatus in which the polishing agent of the present invention can be

used.

FIGS. 2A to 2E are cross sectional views collectively showing a process of manufacturing a semiconductor device.

FIGS. 3A to 3G are cross sectional views collectively showing a polishing step.

FIGS. 4A to 4C are cross sectional views collectively showing a process of forming a Cu wiring.

FIG. 5 is an oblique view for schematically explaining the polishing section.

FIG. 6 is a cross sectional view for schematically explaining the polishing section.

FIG. 7 is a cross sectional view schematically showing a cross section of a semiconductor substrate after a CMP

treatment.

FIG. 8 is a graph showing the relationship among the silica concentration, the polishing rate (nm/min), and the uni-

formity (1 o%) of the polished film.

FIG. 9 is a graph showing the relationship between the silica concentration and the dishing amount.

FIG. 10 is a graph showing the relationship between the silica concentration and the thinning amount.

Best Mode of Carrying Out the Invention

[0032] The present inventors have conducted an extensive research in an attempt to achieve the object of the present

invention. As a result, it has been found that, where the polishing agent contains a water-soluble cellulose which pro-

duces a significant effect of suppressing the water mark formation, the polishing agent contains a large amount of an

alkali metal such as sodium because such an alkali metal is contained in the water-soluble cellulose in a large amount,

giving rise to the serious problems pointed out previously.

[0033] Thus, the water-soluble cellulose was refined so as to remove the alkali metal to a predetermined level and,

thus, to drastically improve the purity of the polishing agent. The present inventors have also found that the contamina-

tion of the silicon wafer and the semiconductor device can be markedly suppressed by using the polishing agent of the

high purity, arriving at the present invention.

[0034] The polishing agent of the present invention comprises abrasive containing silica particles as the main com-

ponent, water, and a water-soluble cellulose, and is featured in that, where the water-soluble cellulose content of the

polishing agent is C% by weight, the alkali metal impurity content is set at 5C ppm or less.

[0035] The polishing method of a semiconductor wafer according to the present invention comprises a final polishing

step in which the above-noted polishing agent is applied to the polishing surface of a semiconductor wafer sliced from

an ingot and subjected in advance to a polishing treatment several times.

[0036] Further, the present invention provides a polishing method of a semiconductor wafer, comprising the step of

applying a chemical mechanical polishing treatment to a film formed on a semiconductor substrate, while applying the

above-noted polishing agent onto the film, so as to flatten the surface of the film.

[0037] The water-soluble cellulose used in the present invention is not particularly limited. In other words, it is possible

to use known cellulose including, for example, water-soluble cellulose such as methyl cellulose, methyl hydroxyethyl

cellulose, methyl hydroxypropyl cellulose, hydroxyethyl cellulose, hydroxypropyl cellulose, and a derivative thereof.

[0038] The water-soluble cellulose mainly serves to suppress the damage done to the wafer in the polishing step and

to form a hydrophitic film on the wafer. Among the water-soluble cellulose materials exemplified above, hydroxyethyl cel-

lulose is likely to form a hydrophilic film easily and, thus, is desirable.

[0039] The amount of the water-soluble cellulose, which is dependent on the molecular weight, etc. of the cellulose,

may be 0.05 to 4% by weight, preferably 0.1 to 1% by weight, and more preferably 0.1 to 0.5% by weight, based on the

total amount of the polishing agent. If the amount is less than 0.05% by weight, it is difficult to form a uniform hydrophilic

film. On the other hand, if the amount exceeds 4% by weight, the viscosity of the polishing agent is excessively

increased so as to make it difficult to handle the polishing agent smoothly depending on the molecular weight, etc. of

the water-soluble cellulose used.
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* [0040] The present inventors have found that metals, particularly alkali metals, are contained in an unexpectedly large

amount in the water-soluble cellulose available on the market. These alkali metals cause serious problems. For exam-

ple, the purity of the silicon wafer is lowered when the wafer is polished with the polishing agent containing a large

amount of an alkali metal. Also, the properties of the polishing agent such as a pH value are impaired by the presence

5 of the alkali metal. Incidentally, the water-soluble cellulose available on the market contains thousands to scores of

thousands of ppm of an alkali metal impurity such as Na. Also, since the content of the alkali metal impurity widely dif-

fers depending on the tot of the water-soluble cellulose, it is difficult to manufacture a polishing agent of a constant qual-

ity.

40041] . As ,described above.Jhejwater-soluble cellulose pqntains a large amount of alkali metal impurities. It should

w be noted in this connection that pulp or cotton is used as a raw material in preparing a water-soluble cellulose. To be

more specific, the raw material pulp or cotton is treated first with caustic soda to form an alkali cellulose, followed by

allowing ethylene oxide or the like to react with the alkali cellulose so as to obtain a water-soluble cellulose. However,

since the impurities, particularly Na or the like, cannot be removed completely by the washing, the alkali metal remains

in the obtained water-soluble cellulose.

15 [0042] Several measures for removing the impurities from the water-soluble cellulose have been proposed to date.

For example, Japanese Patent Disclosure (Kokai) No. 53-102393 teaches that glyoxal is bonded to hydroxyethyl cellu-

lose to make the cellulose insoluble temporarily, followed by washing the insoluble cellulose and. then, breaking the

crosslinkage so as to bring the insoluble cellulose back to hydroxyethyl cellulose. However, it is difficult to remove com-

pletely the impurities such as Na by such a water-wash. Also. Japanese Patent Disclosure No. 62-32101 teaches that

20 hydroxyethyl cellulose is treated with an organic solvent containing an acidic alkyl phosphate ester or with a mixed sol-

vent consisting of the organic solvent and water so as to remove alkali metals from the cellulose. Further, Japanese Pat-

ent Disclosure No. 50-83427 teaches that hydroxyethyl cellulose containing sodium acetate as an impurity is refined by

using a cation exchange resin to remove the sodium ions alone from sodium acetate. In this example, the cation

exchange resin alone is used. However, ammonium hydroxide is further added in JP '427 to allow the resultant ammo-

25 nium acetate to prevent fungi generation.

[0043] The method for removing the alkali metal from the aqueous solution of the water-soluble cellulose is not par-

ticularly limited in the present invention. For example, the alkali metal can be removed in the present invention by bring-

ing an aqueous solution of a water-soluble cellulose into contact with each of an H-type ion exchange resin and an OH-

type ion exchange resin. By using both the H-type and OH type ion exchange resins, the cellulose purity can be mark-

30 edly increased so as to remove not only metal ions such as Na ions but also anions other than hydroxyl ions. It is also

possible to employ as required the conventional method of removing the impurities from the water-solubie cellulose in

combination with the method using ion exchange resins.

[0044] In the present invention, it is desirable to remove not only the metal ions such as Na ions but also anions other

than hydroxyl ions in refining the water-soluble cellulose, as described above. It should be noted that, where anions

35 other than hydroxyl ions are present, the aqueous solution of the water-soluble cellulose is rendered acidic. As a result,

the addition amount of a water-soluble amine required for the pH control fails to be constant Also, the pH value is

changed for each lot, resulting in failure to obtain a polishing agent of a constant quality.

[0045] Where the aqueous solution of a water-soluble cellulose is treated with an ion exchange resin, the cellulose

concentration of the aqueous solution, which depends on the molecular weight of the specific cellulose used, should be

40 0,05 to 4% by weight, preferably 0.1 to 1% by weight. Also, the viscosity of the aqueous solution of the water-soluble

cellulose should be 5 to 1 ,000 cP, preferably 10 to 300 cP, in order to facilitate the ion exchange treatment. The aqueous

solution of the water-soluble cellulose after the ion exchange treatment can be diluted with pure water. By contraries,

the particular aqueous solution can be condensed or dried.

[0046] As described above, the concentration of the water-soluble cellulose can be controlled appropriately to con-

45 form with an optional final concentration adapted for the polishing apparatus.

[0047] The aqueous solution of the water-soluble cellulose can be brought into contact with an H-type ion exchange

resin and an OH-type ion exchange resin separately or with a mixture of the H-type and OH-type ion exchange resins.

Also, the particular contact can be performed by a batch system or a circulation system. For example, it is desirable to

supply an aqueous solution of the water-soluble cellulose at a predetermined speed in one direction through a resin

so layer loaded with a mixture of an H-type ion exchange resin and an OH-type ion exchange resin.

[0048] Incidentally, fine particles can be removed from the aqueous solution of the water-soluble cellulose subjected

to the ion exchange treatment by means of. for example, filtration. The pore size of the filter used for filtration should be

50 or less, preferably 1 0 pm or less, and more preferably 1 urn or less. It is desirable to use the filtered water-soluble

cellulose in the polishing agent of the present invention because the amount of the dust remaining on the wafer after

55 the polishing treatment can be decreased.

[0049] The alkali metal content of the water-soluble cellulose used in the present invention can be decreased by the

refining treatment described above to 5 ppm or less where the water-soluble cellulose concentration is C% by weight.

[0050] Preferably, the pH value of the polishing agent of the present invention is controlled by using a pH controller.

5
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[0051 ] The pH controller is added to put the polishing agent of the present invention on the alkali side so as to promote

the polishing function. Also, where the polishing agent contains silica, the pH controller is added to set the pH value in

the polishing step at 3 or more so as to prevent agglomeration of silica and water-soluble cellulose.

[0052] To be more specific, the pH value of the polishing agent in the polishing step should be controlled at 8 to 1 1

.

s preferably 9 to 1 0.5, and more preferably 9.5 to 1 0.3. If the pH value is less than 8. a sufficient polishing rate cannot be

obtained. Also, a gelling reaction tends to take place between the water-soluble cellulose and silica. On the other hand,

if the pH value exceeds 1 1 , the wafer surface tends to be roughened.

[0053] The pH controllershould desirably have a vapor pressure of 133 Pa or less at 20°C. A water-soluble amine is

used as a desirable pH controller. In the case of using a water-soluble "amine having a vapor pressure of 133 Pa or less,

w the preservation capability of the polishing agent can be improved. Also, the polishing stability can be improved. The pH

controller having a vapor pressure higher than 133 *Pa" tends to be evaporated easily from the polishing agent, with the

result that the functions of improving the preservation capability of the polishing agent and improving the polishing sta-

bility tend to be lowered together with purity of the water-soluble cellulose.

[0054] The typical examples of the water-soluble amine used in the present invention include, for example, dieth-

15 anolamine, triethanolamine, diethylene triamine, triethylene tetramine, tetraethylene pentamine, pentaethylene hexam-

ine. triethylene diamine, 2-aminoethanol, polyethylene imine. and aminoethyl ethanolamine. It is also possible to use a

mixture of at least two of these amines. The mixture may contain 20% by weight or less of an additional alkali agent

which does not contain an alkali metal, e.g.. ammonia and an amine having a relatively high vapor pressure

[0055] The amount of the water-soluble amine is not particularly limited, as far as the performance of the polishing

20 agent can be maintained. Generally, the amine amount is selected appropriately from within a range of 0.1 to 20% by

weight so as to achieve a desired pH value, i.e., 8 to 11 , of the polishing agent in the polishing step. Incidentally, a high

importance is not placed on the polishing rate in the final polishing agent. Therefore, a water-soluble amine having a

weak basicity tends to be excellent in preservation capability and polishing function when used in a polishing agent.

[0056] Among the water-soluble amines exemplified above, triethanolamine, which has a very low vapor pressure and

25 a relatively low basicity, is excellent in preservation capability and polishing function when used in a polishing agent. In

the case of using triethanolamine as a water-soluble amine, it is desirable to use triethanolamine in a relatively large

amount. Specifically, triethanolamine should preferably be added in an amount of 1 to 15% by weight, more preferably

3 to 10% by weight, based on the total amount of the polishing agent

[0057] It is desirable to use silica of a high purity. The typical silica used in the present invention includes a colloidal

30 silica prepared by hydrolyzing alkoxy silane used as a raw material. It is relatively easy to decrease all the metal impurity

content other than silicon of the colloidal silica to 1 ppm or less. An average particle diameter of the primary silica par-

ticles, which can be measured by. for example, an electron microscope, should be TO to 100 nm, more preferably 30 to

60 nm. On the other hand, an average particle diameter of the secondary silica particles, which can be measured by,

for example, a particle size analyzer, should be 20 to 200 nm. preferably 30 to 120 nm. The particle size distribution of

35 the silica particles should desirably be narrow, though it is acceptable for the distribution to have a certain width. Also,

the silica particles should not contain coarse particles having a diameter of 500 nm or more, preferably 200 nm or more.

[0058] In the present invention, it is also possible to use fumed silica prepared by burning silicon tetrachloride within

a flame consisting of oxygen and hydrogen. The fumed silica, which can be formed at a high purity depending on the

manufacturing method, can be suitably used in the present invention. Some fumed silica available on the market, which

40 contains 1 ppm or less of metal other than silicon, can also be used in the present invention. Presently, it is possible to

manufacture fumed silica having a specific surface area of 50 to 500 m2
/g. In the present invention, it is desirable to use

fumed silica having a specific surface area of 200 rr^/g or more. Where fumed silica is used in the polishing agent of

the present invention, it is desirable for the silica particles to be finely dispersed in the polishing agent.

[0059] To allow silica to produce its effect sufficiently, the silica content of the polishing agent of the present invention

45 should be 0.1 to 50% by weight, preferably 5 to 20% by weight.

[0060] In the present invention, the alkali metal content of the polishing agent is controlled by controlling the alkali

metal content of the water-soluble cellulose and the purity of the silica particles such that the alkali metal content is set

at 5C ppm or less where the concentration of the water-soluble cellulose is C%. by weight.

[0061] Also, the reproducibility and stability of the polishing agent can be made satisfactory in the case of using a

so water-soluble amine as a pH controller, too, by setting the alkali metal content at 5C ppm or less.

[0062] In the polishing agent of the present invention, it is important to control the alkali metal elements as described

c-rcva in addition, it is also desirable to control metal elements other than the alkali metal elements and anions other

tr.,^ OH ions. It should be noted that an alkali metal such as Na is contained in the cellulose. In addition, anionic impu-

nxifts. are also contained in the cellulose. Incidentally, anionic impurities such as 35.3 ppm of N0 3
" and 7.9 ppm of P04

*

55 are detected in the non-refined cellulose solution. These anionic impurities affect the pH value of the polishing agent

like cationic impurities such as an alkali metal element. If a large amount of cationic impurities or anionic impurities are

present, a large non-uniformity in pH value is brought about among lots of the polishing agent, leading to non-uniformity

in the polishing rate.

6
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[0063] In general, the cationic impurities contained in the polishing agent include ions of metals such as Zn, Pb. Ni,

Co, Fe. Cr, Mg, Cu, Ag, Ti, Ca and Al in addition to the alkali metal elements described previously. On the other hand,

the anionic impurities contained in the polishing agent include N03\ P04
3
*. F\ CP. Br* and S04 \

[0064] In the present invention, it is important to set the alkali metal content at 5C ppm or less where the concentration

5 of the water-soluble cellulose is set at C% by weight. In order to prevent the non-uniformity in the polishing rate of the

polishing agent, it is desirable to set the cationic impurity content including the ions of the alkali metals and metals other

than the alkali metals at 5C ppm or less. Further, it is desirable to set the anionic impurity content at 5C ppm or less.

[0065] By controlling the cationic impurity content and the anionic impurity content at the values given above, it is pos-

sible to obtain a polishing^agent small in non-uniformity of the pH value and in the polishing rate among lots.

to [0066] Use of the polishing agent of the present invention is not particularly limited and can be used in, for example,

a chemical mechanical polishing.

[0067] The polishing agent of the present invention is used at the composition described previously in the polishing

step. However, in order to facilitate the handling of the polishing agent, it is desirable to increase the concentration of

the effective components of the polishing agent by 2 to 20 times by controlling the solvent concentration when the pol-

75 ishing agent is put on the market.

[0068] When the polishing agent of the high concentration is actually used, it is desirable to dilute the polishing agent

with pure water so as to prevent alkali metals from entering the diluted polishing agent.

[0069] Also, where the polishing agent of the present invention is used for polishing, for example, a substrate, the pol-

ishing agent is diluted with a dispersant such as pure water or ionic solution. In polishing, for example, a semiconductor

20 wafer, the polishing agent is diluted such that the diluted polishing agent is 1/2 to 1/10 as thick as the polishing agent

before dilution. In polishing a film formed on a semiconductor substrate, the polishing agent is diluted such that the

diluted polishing agent is about 1/20 as thick as the polishing agent before dilution. In other words, the polishing agent

is diluted such that the diluted polishing agent is 1/2 to 1/20 as thick as the polishing agent before dilution. In order to

dilute the polishing agent, the polishing agent and the dispersant are supplied simultaneously through a nozzle for the

25 polishing agent and another nozzle for the dispersant onto the semiconductor wafer arranged on a polishing disc.

[0070] The concentration of the water-soluble cellulose in the step of polishing a substrate with the diluted polishing

agent should be 0.0025 to 0.8% by weight, preferably 0.005 to 0.2% by weight, and more preferably 0.005 to 0.1% by

weight. The concentration of the water-soluble amine, which is added to the polishing agent, should be 0.005 to 4% by

weight, preferably 0.05 to 3% by weight, and more preferably 0.1 5 to 2% by weight. On the other hand, the silica content

30 should be 0.005 to 10% by weight, preferably 0.25 to 4% by weight.

[0071] According to a preferred embodiment of the present invention, provided is a polishing agent comprising 0.1 to

50% by weight of silica-based abrasive, water as a solvent. 0.05 to 4% by weight of a water-soluble cellulose, and 0.1

to 20% by weight of a water-soluble amine having a vapor pressure at 20°C of 133 Pa or less, wherein the content of

alkali metal impurities is 5C ppm or less where the concentration of the water-soluble cellulose is set at C% by weight.

35 [0072] According to a preferred embodiment of the present invention, a water-soluble cellulose having the alkali met-

als removed to a predetermined level and an amine specified as a pH controller are used in combination so as to mark-

edly improve the preservation capability, uniformity among lots, and polishing stability of the polishing agent.

[0073] Further, according to a preferred embodiment of the present invention, the silica content should desirably be

5 to 20% by weight, the concentration of the water-soluble cellulose should desirably be 0.1 to 1% by weight, more

40 desirably 0.1 to 0.5% by weight, and the amount of the water-soluble amine which is added to the polishing agent

should.desirably be 1 to 15% by weight, more desirably 3 to 10% by weight.

[0074] In performing a CMP by using the polishing agent of the present invention, it is possible to dilute the polishing

agent with a dispersant such as an ionic solution. It is appropriate to set the viscosity of the polishing agent at 1 to 10 cP.

[0075] The polishing agent of the present invention comprises abrasive such as silica particles, water as a solvent, a

as water-soluble cellulose forming a hydrophiiic film and. as desired, a pH controller such as a water-soluble amine.

Sodium is contained as an impurity in the water-soluble cellulose in an amount of 0.05 to 1 ppm.

[0076] In the polishing method of the present invention, it is desirable to use a polishing agent of the present invention

in combination with another polishing agent differing in composition from the polishing agent of the present invention.

In this case, the polishing agent of the present invention and the other polishing agent are supplied through different

so nozzles onto a semiconductor wafer supported by a polishing disc.

[0077] FIG. 1 schematically shows a polishing apparatus in which the polishing agent of the present invention can be

used for polishing a semiconductor wafer such as a silicon wafer and a film formed on the wafer.

[0078] As shown in FIG. 1 , a polishing disc receptacle 23 is arranged on a stage 21 with a bearing 22 interposed ther-

ebetween. A polishing disc 24 is mounted on the receptacle 23. A polishing cloth 25 for polishing, for example, a sem-

55 iconductor wafer is stretched over the polishing disc 24. Further, a driving shaft 26 for rotating the polishing disc

receptacle 23 and the polishing disc 24 is arranged in a central portion. The driving shaft 26 is rotated by a motor 27

via a rotating belt 28. On the other hand, a suction cloth 30 is mounted by vacuum suction or water sealing to a suction

disc 31 and a template 29 arranged to face the polishing cloth 25. A wafer 20 is mounted to the suction cloth 30. The

7
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suction disc 31 is connected to the driving shaft 32. Also, the driving shaft 32 is rotated by a motor 33 via gears 34 and

35. The driving shaft 32 is fixed to a driving support 36. The driving support 36 is mounted to a cylinder 37 so as to be

r-.ved up and down in accordance with the vertical movement of the cylinder 37. The polishing agent of the present

mention is supplied to a clearance between the wafer 20 fixed to the suction disc 31 and the polishing cloth 25 so as

5 oolish the wafer 20.

[0079] Let us describe with reference to FIGS. 2A to 2E how to polish a film formed on a semiconductor substrate by

using the polishing apparatus shown in FIG. 1 . Specifically, FIGS. 2A to 2E are cross sectional views collectively show-

ing an element isolation process in which groove portions are formed in a silicon substrate, followed by filling the groove

portions with CVD oxide films and subsequently flattening the CVD oxide films by using a polishing apparatus.

10 [0080] In the first step, a silicon nitride film 2, which is used as a stopper film in polishing an oxide film formed later,

is formed on a silicon substrate 1 in a thickness of about 70 nm.

[0081 ] Then, a CVD oxide film used as a mask in the step of forming a groove portion is deposited on the silicon nitride

film 2.

[0082] Photoresist (not shown) is coated on the entire surface of the CVD oxide film for patterning a mask and a stop-

15 per, followed by patterning the photoresist. Then, the CVD oxide film and silicon nitride film 2 are selectively removed

by means of. for example, a RIE method using the patterned photoresist as a mask. Then, a groove portion 5 is formed

in the silicon substrate 1 by, for example, a RIE method using the patterned CVD oxide film and the silicon nitride film 2

as a mask. After formation of the groove portion 5, a wet treatment is applied to the substrate so as to remove the CVD

oxide film, the reaction product in the step of RIE, and the damaged layer,

20 [0083] In the next step, a CVD oxide film 6 or a BPSG film is formed on the silicon nitride film 2 and the groove portion

5, as shown in FIG. 5B. The CVD oxide film 6 is polished by the polishing apparatus shown in FIG. 1. The polishing

agent of the present invention is used in this polishing apparatus. Silicon nitride particles are dispersed in a colloidal

state in the polishing agent so as to permit the nitride particles to be dispersed uniformly in the polishing agent It is

appropriate to set the viscosity of the polishing agent at 1 to 10 cR If the viscosity is unduly low, it is difficult to disperse

25 uniformly the abrasive. Also, if the viscosity is unduly high, the mechanical polishing properties are rendered strong,

with the result that the warping of the wafer and the uniformity of the film thickness greatly affect the uniformity after the

CMP step. It follows that it is difficult to obtain a high uniformity.

[0084] It is desirable to perform the polishing treatment at 20 to 70°C. If the polishing treatment is performed at a high

temperature, a chemical function is rendered strong. During the polishing treatment, the wafer is pressed against the

30 polishing cloth 25 on the polishing disc 24 which is rotated at about 100 rprh. The rotating speed of the polishing disc

24 falls within a range of between 20 and 200 rpm, and the pressing force of the wafer against the polishing cloth is 50

to 500 gVcmX FIG. 2C shows the flattened state after the polishing of the CVD oxide film 6.

[0085] In the next step, the silicon nitride film 2 acting as a stopper film is removed by etching, as shown in FIG. 2D.

Then, a final polishing is performed so as to make the surface of the silicon wafer 1 flush with the surface of the CVD

35 oxide film 6, as shown in FIG. 2D. After the final polishing treatment, the surface of the silicon wafer 1 and the buried

CVD oxide film 6 is free from the dishing (dish-like recess).

[0086] FIGS. 3A to 3G are cross sectional views covering a case where a polycrystalline silicon is buried in a groove

portion formed in a semiconductor substrate.

[0087] In the first step, a buffer oxide film (Si02) 8 is formed by thermally oxidizing a surface region in a depth of about

40 1 0 to 50 nm of a main surface of a silicon substrate 1 . Then, a silicon nitride film 2 is deposited on the buffer oxide film

8 in a thickness of about 70 nm. followed by depositing a CVD oxide film 3, which is used as a mask in forming a groove

portion, on the silicon nitride film 2. The silicon nitride film 2 is used as a stopper film in polishing a second polycrystal-

line silicon film and serves to protect an element region. Further, in order to pattern a mask and the silicon nitride film,

the entire surface of the CVD oxide film 3 is coated with photoresist, followed by patterning the photoresist layer. Then,

45 the CVD oxide film 3 and the silicon nitride film 2 acting as a stopper film are selectively removed simultaneously by, for

example, RIE using the patterned photoresist film as a mask so as to form a groove portion 7 in the silicon wafer 1
.
After

formation of the groove portion, the reaction product in the RIE step and the damaged layer are removed by a wet treat-

ment, followed by oxidizing the inner surface of the groove portion so as to form an oxide film 1 1
.
Further, a polycrys-

talline silicon film 12 is deposited within the groove portion and on the CVD oxide film 3 by. for example, a reduced

so pressure CVD, as shown in FIG. 3A.

[0088] In the next step, a first polishing treatment is applied to the polycrystalline silicon film 1 2 by using the polishing

apparatus shown in FIG. 1 . In the first polishing treatment, the CVD oxide film 3 is used as a stopper film. By this first

polishing treatment, the polycrystalline silicon film 12 is flattened, as shown in FIG. 3B.

[0089] After the first polishing treatment, the CVD oxide film 3 is etched by using an etchant containing HF, as shown

55 in FIG. 3B. As apparent from the drawing, the polycrystalline silicon film 12 protrudes from the silicon wafer 1 as a result

of removal of the CVD oxide film 3.

[0090] In the next step, a second polishing treatment is applied to the protruding polycrystalline silicon film 12 by using

the polishing apparatus shown in FIG. 1. The polishing agent used in the second polishing treatment is equal to that

8
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used in the first polishing treatment By the second polishing treatment, the upper surface of the polycrystalline silicon

film 12 is made flush with the upper surface of the silicon nitride film 2, as shown in FIG. 3D. As a result, the polycrys-

talline silicon film 12 is buried in the groove portion without bringing about a dishing problem. It should be noted that a

part of the silicon nitride film 2 is used as a mask for LOCOS. Therefore, a photoresist layer 13 is formed via a photoli-

5 thography step on the particular portion of the silicon nitride film 2, as shown in FIG. 3E.

[0091] Further, that region of the silicon nitride film 2 which is not covered with the photoresist layer 13 is removed by,

for example, RIE. followed by removing the photoresist layer, as shown in FIG. 3F. Then, a heat treatment is applied to

the surface of the silicon wafer 1 so as to have the surface of the silicon wafer 1 covered with a LOCOS oxide film 14,

as shown in FIG. 3G. The-peripheral portion of the LOCOS mask is made thin by over-polishing to form a bird's beak.

w In this case, however, the bird's beak is formed smaller than in the prior art, with the result that the device characteristics

are not seriously affected by the reduction of the area caused by the bird's beak formation.

[0092] In the present invention, a satisfactory flat surface as shown in FIG. 3D can be obtained by the use of a pol-

ishing agent of a novel construction. As a result, it is possible to obtain a satisfactory worked shape free from a differ-

ence in the LOCOS pattern conversion, as shown in FIG. 3G.

is [0093] FIGS. 4A to 4C are cross sectional views collectively showing how to form a buried Cu wring on a semicon-

ductor substrate by using the polishing apparatus shown in FIG. 1

.

[0094] In the first step, a CVD oxide film 17 consisting of, for example, Si02 is formed on a semiconductor substrate

1 , followed by forming a plasma oxide film 1 5 on the CVD oxide film 1 7. The plasma oxide film 15 is formed by a plasma

CVD and consists of, for example, Si02 . Then, the plasma oxide film 15 is patterned to form groove portions 19 at pre-

20 determined portions of the semiconductor substrate 1 . followed by depositing a Cu film 1 6 within the groove portions 1

9

and over the entire surface of the plasma oxide film 15, as shown in FIG. 4A,

[0095] In the next step, the Cu film 16 is polished by using the polishing apparatus shown in FIG. 1 with the plasma

oxide film 15 used as a stopper film. When the plasma oxide film 15 is exposed to the outside, the polishing of the Cu

film 16 is finished. By this treatment, the Cu film alone is buried in the groove portion to form a buried Cu wiring 16. as

25 shown in FIG. 4B.

[0096] Then, a plasma oxide (SiO^ film 1 8 is formed to cover the plasma oxide film 1 5 and the Cu film 1 6. as shown

in FIG. 4C.

[0097] By the polishing treatment described above, a flat surface of the semiconductor substrate 1 free from the dish-

ing problem can be obtained. Also, the second plasma oxide film (SIO^ 1 8 can be formed easily. Further, a second and

30 third wiring layers (not shown) can be formed easily by the flattening performed by the CMP method.

[0098] In this embodiment a plasma CVD Si02 film and a Cu film are used as the underlying oxide film and a wiring

material, respectively. However, other materials such as a plasma CVD Si3N4 film and metals such as Al, Au, W and

alloys thereof can also be used as far as a predetermined insulating performance and a predetermined wiring perform-

ance are satisfied. It is also possible to determine appropriately the depth of the wiring groove formed in the underlying

35 oxide film and the thickness of the wiring metal.

[0099] In the polishing method of the present invention, the polishing agent of the present invention is applied to a

working point on the semiconductor substrate mounted to the polishing apparatus in applying a CMP treatment to the

semiconductor substrate. At the same time, a dispersant (ionic solution) is also applied to the working point on the sem-

iconductor substrate.

40 [0100] Let us describe the polishing method of the present invention with reference to FIGS. 5 and 6.

[0101] Specifically. FIG. 5 is an oblique view schematically showing the polishing section of the polishing apparatus

shown in FIG. 1 including the polishing disc, the suction disc and means for supplying a polishing agent onto the pol-

ishing disc. On the other hand, FIG. 6 is a cross sectional view schematically showing the polishing section included in

the polishing apparatus shown in FIG. 1.

45 [0102] An ionic solution is used as a dispersant in performing the polishing treatment Usefulness of pure water or

ultra pure water is recognized in the manufacture of a semiconductor device. In preparing the pure water, the impurities

such as ions, fine particles and microorganisms are removed substantially completely from the natural water to allow

the resultant pure water to exhibit a resistivity of 5 to 18 MO • cm. The ultra pure water, which is prepared by removing

highly efficiently the suspended substances and dissolved substances from the natural water by using an ultra pure

so water manufacturing apparatus, has a purity higher than that of the pure water. It should be noted that the electrical con-

ductivity p of the pure water is lower than 10 jxScm. On the other hand, the electrical conductivity p of the ultra pure

water is lower than 0.055 uScm. A highly oxidizing acidic ionic solution and a highly reducing basic ionic solution, which

are used in the manufacture of a semiconductor device, are obtained by hydrolyzing the pure water or the ultra pure

water.

55 [01 03] In the polishing apparatus used for the manufacture of a semiconductor device, a pipe for supplying a polishing

agent onto a working point of the polishing cloth and another pipe for supplying an ionic solution can be arranged sep-

arately from each other. Specifically, it is possible to supply the polishing agent and the ionic solution such that the pol-

ishing agent is diluted with the ionic solution at the working point of the semiconductor substrate.

9
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[0104] The polishing apparatus shown in FIG. 5 comprises the polishing disc 24 having a driving shaft (not shown)

joined to the central portion thereof via a polishing disc receptacle (not shown). A polishing cloth 25 for polishing the

s= ^strate such as a semiconductor wafer is stretched over the polishing disc 24. The polishing cloth 25 is formed of. for

example a foamed polyurethane or an unwoven fabric of polyurethane. The driving shaft is rotated by a motor so as to

rotate the polishing disc receptacle and the polishing disc 24. The semiconductor wafer is held by vacuum suction by

the suction disc 31 provided with, a suction cloth (not shown) such that the wafer is positioned to face the polishing cloth

25. The suction disc 31 is jointed to the driving shaft 32, which is moved up and down. As a result, the semiconductor

wafer held by the suction disc 31 is pressed against or moved away from the polishing cloth 25 in accordance with the

vertical movement of the driving shaft 32. -

[0105] In polishing a semiconductor wafer, the polishing agent of the present invention is supplied from a polishing

agent tank 40 onto the polishing cloth 25 through a polishing agent supply pipe 38. At the same time, an ionic solution

formed in an electrolytic vessel 41 is supplied onto the polishing cloth 25 through an ionic solution supply pipe 39.

Therefore, the nozzles at the tips of the polishing agent supply pipe 38 and the ionic solution supply pipe 39 are

arranged above the polishing cloth 25 and in the vicinity of the suction disc 31 supporting the semiconductor wafer.

[0106] The polishing agent and the ionic solution supplied through the supply pipes 38 and 39 are mixed with each

other to dilute the polishing agent in the working point of the semiconductor wafer in contact with the polishing cloth 25.

The supply pipes 38 and 39 are movable to optional points above the polishing cloth 25. An excess ionic solution formed

in the electrolytic vessel 41 is discharged to the outside through a discharge pipe 42.

[0107] The ionic solution includes a basic ionic solution and an acidic ionic solution. An ionic solution having an

optional pH value can be formed by arranging a solid electrolyte within the electrolytic vessel and electrolyzing pure

water or ultra pure water, which does not contain electrolytes, i.e., metal impurities, at a low-voltage. Where the polish-

ing rate is fluctuated during the polishing treatment in the case of using a basic ionic solution, the polishing treatment

can be performed stably by controlling the pH value of the ionic solution. Specifically, the pH value of the ionic solution

is controlled on the basic side in order to increase the polishing rate and is controlled on the neutral side in order to

decrease the polishing rate. Likewise, where the polishing rate is fluctuated during the polishing treatment in the case

of using an acidic ionic solution, the polishing treatment can be performed stably by controlling the pH value of the ionic

solution. Specifically, the pH value of the ionic solution is controlled on the acidic side in order to increase the polishing

rate and is controlled on the neutral side in order to decrease the polishing rate.

[0108] Let us describe the silica particles contained in the polishing agent of the present invention with reference to

FIGS. 7 to 10. .

[0109] Specifically, FIG. 7 is a cross sectional view schematically showing a cross section of a semiconductor sud-

strate subjected to a CMP treatment. On the other hand. FIGS. 8 to 10 are graphs showing the changes in the polishing

characteristics relative to the abrasive grain contents of the polishing agent.

[0110] To be more specific, FIG. 8 is a graph showing the relationship among the silica (abrasive) concentration, the

polishing rate (nm/min), and the uniformity (1 o%) of the polished film. Curve 1 01 in the graph denotes the polishing rate,

with curve 102 denoting the uniformity of the polished film. FIG. 9 is a graph showing the relationship between the silica

concentration and the dishing amount (depth nm). Further, FIG. 10 is a graph showing the relationship between the sil-

ica concentration and the thinning amount (depth nm).

[01 1 1 ] FIG. 7 shows that a polycrystalline silicon is buried in a trench formed in a semiconductor substrate. In forming

the structure shown in FIG. 7, a silicon nitride (Si3N4) film 2 is deposited on a silicon semiconductor substrate 1, fol-

lowed by forming an aperture of a predetermined size in a predetermined position of the silicon nitride film 2. Then, a

trench 5 is formed in the semiconductor substrate 1 by using the resultant silicon nitride film 2 as a mask, followed by

depositing a polycrystalline silicon film 12 on the silicon nitride film 2 and within the trench 5. The polycrystalline silicon

film 1 2 thus deposited is polished by a CMP method. In this polishing step, the silicon nitride film 2 is used as a stopper.

It follows that the silicon nitride film 2 is exposed to the outside and the polycrystalline silicon film 12 is buried in the

trench 5.

[0112] During the CMP treatment, the polycrystalline silicon film 12 and the silicon nitride film 2 tend to be over-etched

to form a dish-shaped recess 7 around the trench 5. The largest over-etching amount of the silicon nitride film at the

periphery of the trench 5 is called the "thinning amount (t)". Likewise, the largest over-etching amount of the polycrys-

talline silicon film in the center of the trench 5 is called the "dishing amount (d)". As shown in FIGS. 8 to 1 0, the polishing

rate is increased with increase in the silica concentration (wt%), reaching a peak at a point where the silica concentra-

tion is about 7.5%. On the other hand, the uniformity is substantially constant until the silica concentration is increased

to reach about 5%. and gradually diminished (uniformity is improved) to reach a peak at the silica concentration of about

7.5% by weight. However, the dishing amount and the thinning amount are increased with increase in the silica concen-

tration so as to increase the recess. As a result, it is impossible to perform an accurate polishing. In view of these con-

tradictory characteristics, it is desirable to set the concentration of the silica particles contained in the polishing agent

of the present invention at 7.5% by weight or less, preferably 5% by weight or less, particularly 5% by weight.

[01 1 3] In the polishing method of the present invention, it is possible to use a polishing agent differing in composition
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from the polishing agent of the present invention in combination with the polishing agent of the present invention. In this

case, the polishing agent of the present invention is supplied onto the semiconductor wafer on the polishing disc

through a nozzle, and the other polishing agent is supplied through another nozzle. For example, a slurry prepared by

stirring a mixture consisting of silica particles as abrasive, water as a solvent and piperazine is supplied from a first pol-

5 ishing agent nozzle, and a slurry of the present invention is supplied from a second polishing agent nozzle.

[01 14] Some examples of the present invention will be described in the following. Needless to say, the present inven-

tion is not limited at all by the following Examples.

Example 1

:

w
[01 1 5] Prepared was 100L (liters) of an aqueous solution containing 0.56% by weight of hydroxyethyl cellulose avail-

able on the market, which is hereinafter referred to as liquid I. Liquid I had a viscosity of 217 cP measured at 25°C by

using a B-type rotational viscometer and a pH value of 6.5 measured at 25°C by using a pH meter.

[0116] Then, AMBERLITE MB-2 (trade name of a mixture of an H-type ion exchange resin and an OH-type ion

is exchange resin manufactured by Organo Inc.) was loaded in a cylinder having an inner volume of 10L, followed by

allowing SOL of liquid I to flow upward through the cylinder at a flow rate of 1 L/min. About 10L of the liquid flowing first

out of the cylinder was discarded and the succeeding 30L of the liquid flowing out of the cylinder was fractionated as

liquid II. The pH value of liquid II was found to be 4.4. Also, the solid concentration, which was measured by drying liquid

II at 100°C, was found to be 0.56% by weight.

20 [01 17] In the next step, 2.4 kg of triethanolamine having a purity of at least 99% and a vapor pressure at 20°C of 1 .3

Pa or less, was added to 20 kg of liquid II, and the resultant mixture was mixed uniformly so as to prepare liquid III. Inci-

dentally, a purity test was applied to the amine, finding that the concentration of any of the metal elements and anions

other than OH ion was found to be not higher than 0. 1 ppm. Na and K were analyzed by an atomic-absorption spectrosr

copy. The metal elements other than Na and K were analyzed by an CP method. Further, anions were analyzed by an

25 ion chromatography method.

[01 1 8] Added to liquid III were 4.8 kg of colloidal silica of a high purity as abrasive, which was prepared by hydrolyzing

alkoxy silane used as a raw material, and 20.8 kg of pure water, and the resultant mixture was sufficiently stirred so as

to prepare liquid IV. When observed with an electron microscope, at least 99% of the colloidal silica particles were found

to have a particle diameter falling within a range of between 35 nm and 65 nm. A purity analysis was also applied to the

30 colloidal silica, with the result that the metal element concentration in terms of silica was not higher than 0.1 ppm in any

of the samples.

[0119] Further, liquid IV was filtered through a mesh of 6 urn so as to prepare a final polishing agent The properties

of the polishing agent at 25°C were found to include a pH value of 10.12, a viscosity of 21 cP and a specific gravity of

1 .067. Also, an impurity analysis was applied to the polishing agent, with the result as shown in Table 1

.

35 [0120] As apparent from Table 1 , where an ion exchange treatment was performed, the concentration of any of the

alkali metal elements, other metal elements and typical anions was not higher than 0.1 ppm.

[0121] As apparent from the experimental data, it was possible to prepare a final polishing agent containing an alkali

metal element in an amount not larger than 1 .2 ppm, which is an upper limit calculated by the formula given previously

on the basis that the concentration of the water-soluble cellulose is 0.23% by weight, by using a water-soluble cellulose

40 refined by using an H-type ion exchange resin and an OH-type ion exchange resin, and strictly selected water-soluble

amine and silica of a high purity.

[0122] The properties of the polishing agent thus prepared were examined. Specifically, a polishing test of a silicon

wafer was conducted by using the polishing agent thus prepared and a polishing apparatus available on the market. An

non-woven type pad was used in this polishing test. In the polishing test, a solution prepared by diluting the polishing

45 agent with pure water such that the volume of the dilute solution was 5 times as large as the polishing agent before dilu-

tion was supplied onto the polishing pad at a rate of 200 mL/min so as to polish a 6-inch silicon wafer under a load of

200 g/cm2 and a rotating speed of the disc of 25 rpm.

[0123] In order to examine the preservation capability of the polishing agent, about SOL (liters) of a dilute polishing

agent was prepared by diluting the original polishing agent with pure water to make the volume of the dilute polishing

so agent 5 times as large as the volume of the original polishing agent. A polishing test was conducted under the condi-

tions described above by using the dilute polishing agent 1 day, 3 days, 7 days. 14 days and 20 days after preparation

so as to measure the polishing rate for each dilute polishing agent. The dilute polishing agent was left within a container

except the time when the dilute polishing agent was actually used for the polishing operation. Table 2 shows the results.

[0124] Also, a purity analysis was applied to the wafer surface after washing of the wafer subjected to the polishing

55 treatment. Table 3 shows the results.

[0125] Further, in order to examine the non-uniformity of the polishing agents among lots, 5 kinds of polishing agents

were prepared by preparing hydroxyethyl cellulose as in Example 1 , except that used were 5 different lots of hydroxye-

thyl cellulose.

11

BNSDOCID <EP 0?33166Al_t_>



EP0 933 166 A1

[0126] The pH values and polishing rates of the resultant polishing agents were measured, with the results as shown

in Table 4. As apparent from Table 4, the non-uniformity of the pH values of the polishing agents, which were 10.1 to

10.2, was very small. Also, the other properties were found to be substantially constant. Concerning the polishing rate,

a difference among lots of the cellulose was found to be negligibly small.

5

Example 2:

[0127] A polishing agent was prepared asjn
[
Example 1 , except that an ammonia water having a vapor pressure at

20°C of 483 to 837 kPa was used in place of triethanolamine used in Example 1 . Also, various tests were conducted as

70 in Example 1
. two

[0128] The reproducibility of the polishing rate was measured as in Example 1 .
with the results as shown in Table 2.

The properties of the polishing agent measured at 25*C included a pH value of 10.2. a viscosity of 1 1.5 cP and a spe-

cific gravity of 1 .059.

[01 29] As apparent from Table 2, the polishing rate is rendered somewhat lower than that in Example 1
.

if the polishing

75 agent containing ammonia having a high vapor pressure is preserved for a longer time.

[0130] As apparent from Examples 1 , 2 and comparative examples, the polishing agent of the present invention has

been found to be capable of markedly improving the purity of the polishing agent and the purity of the wafer after the

polishing treatment by increasing the purity of the water-soluble cellulose. Clearly, the polishing agent of the present

invention is useful not only as a final polishing agent for wafers but also as a polishing agent of a device.

20 [0131] Also, as apparent from Example 1, an excellent polishing agent satisfactory in preservation capability and

capable of performing a stable polishing treatment can be obtained by using a water-soluble amine having a vapor pres-

sure at 20°C of 133 Pa or less.

25

Comparative Example 1

:

[01 32] A polishing agent was prepared as in Example 1 . except that liquid I before treatment with ion exchange resins

was used in place of liquid B.

[0133] A purity analysis was applied to the resultant polishing agent as in Example 1 ,
with the results as shown in

Table 1

.

30 [0134] Also, the purity of the wafer after the polishing treatment was measured as in Example 1
.
with the results as

shown in Table 3. Incidentally, the properties of the polishing agent measured at 25°C included a pH value of 9.95. a

viscosity of 23 cP and a specific gravity of 1 .065.

[01 35] In the polishing agent of Example 1 , the concentration of the water-soluble cellulose is 0.23% by weight. There-

fore, the upper limit in the content of the alkali metal element, which is calculated by the formula described previously.

35 is 1 .2 ppm. On the other hand, the content of the alkali metal element in the polishing agent of Comparative Example 1

was 3.5 ppm.

[0136] Five kinds of polishing agents were prepared by using 5 different lots of hydroxyethyl cellulose as in Example

1 ,
except that liquid I before treatment with ion exchange resins was used for preparing the polishing agents.

[0137] The polishing rate and the pH value of the polishing agents thus prepared were measured, with the results as

40 shown in Table 4. It has been clarified from the experimental data given in Table 4 that the contents of the alkali metal

elements and the anionic impurities were much higher than the upper limits calculated based on the formula given pre-

viously.

[01 38] Also, a large non-uniformity was found in the pH values of the polishing agents, which ranged between 9.7 and

10.4, supporting that the polishing agent is poor in reproducibility.

45 [01 39] A large non-uniformity was also found in the polishingsrates. To be more specific, since the lots of the polishing

agents differed from each other in the cationic and anionic impurity concentrations in the cellulose used, the pH values

of the polishing agents were non-uniform in the cases where the cellulose was not refined. As a result, ft has been found

that non-uniformity in the polishing performance (polishing rate) is brought about.

Table 1

Example 1 (ppm) Comparative Example
(ppm)

Na <0.1 3.5

K <0.1 <0.1

other metals <0.1 <0.1

12
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Table 1 (continued)

Example 1 (ppm) Comparative Example

(ppm)

N03
<0.1 35.3

po4 <0.1 7.9

other anions <0.1 0.3

Table 2

Example 1 (nm/min) Example 2 (nm/min)

initial 185.5 175.4

1 day later 185.7 171.9

3 days later 185.3 166.3

7 days later 184.4 160.6

1 4 days later 184.8 151.8

20 days later 184.1 92.9

25

Table 3

initial values

(10
10atms/cm2)

Example 1

(lO^atms/cm2)

Comparative Example

(I010atms/cm2)

Na 2.0 <2.0 13

K <0.2 0.25 0.33

Fe <0.3 <0.3 <0.3

pH of polishing agent polishing rate (nm/min)

lot Example 1 Comparative Example Example 1 Comparative Example

1 10.12 9.95 185.5 172.8

2 10.13 10.39 184.4 188.5

3 10.16 10.01 185.5 177.5

4 10.12 10.20 185.3 183.0

5 10.14 9.73 186.7 170.2

Claims

1. A polishing agent comprising abrasive containing silica particles as the main component, water as a solvent, and

a water-soluble cellulose, characterized in that, where the polishing agent contains C% by weight of the water-sol-

uble cellulose, an alkali metal impurity content of the polishing agent is 5C ppm or less.

13
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2. The polishing agent according to claim 1 1
wherein the concentration (C) of the water-soluble cellulose is 0.05 to 4%

by weight.

3. The polishing agent according to claim 1 . wherein the silica grain content is 0.1 to 50% by weight.

5

4. The polishing agent according to claim T, which further comprises a pH controller.

5. The polishing agent according to claim 4, wherein said pH controller exhibits a vapor pressure at 20°C of 133 Pa

or less.

10

6. The polishing agent according to claim 4, whereinsaid pH controller consists of a water-soluble amine.

7. The polishing agent according to claim 6, wherein the pH controller controls the pH value of the polishing agent at

8 to 1 1

.

15

8. A method of polishing a semiconductor wafer, comprising a final polishing step which is carried out by applying the

polishing agent defined in claim 1 to a polishing surface of a semiconductor wafer sliced from an ingot and sub-

jected in advance to a polishing treatment several times.

20 9. A method of polishing a semiconductor wafer, comprising a chemical mechanical polishing step which is carried out

by supplying the polishing agent defined in claim 1 onto a film formed on the semiconductor wafer.

10. The polishing method according to claim 9, wherein a dispersant is supplied together with the polishing agent onto

the film to be polished, which is formed on the semiconductor wafer.

25

11. The polishing method according to claim 10. wherein said dispersant is selected from the group consisting of an

ionic solution and pure water.

30

35

40

45

SO

55
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